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Electronic Supplementary Material (ESI) for ChemComm. This journal is © The Royal Society of Chemistry 2017 S2 I. General information 1 H and 13 C NMR spectra were recorded on a Bruker AFC 300 (300 MHz) or AMX500 (500 MHz) spectrometer. Chemical shifts were reported in parts per million (ppm), and the residual solvent peak was used as an internal reference: 1 H (chloroform δ 7.26; Acetone δ 2.05), 13 Unless otherwise noted, all the reactions were carried out open to air at ambient temperature. Dichloromethane, diethyl ether (Et2O), tetrahydrofuran (THF), and toluene were dried over a Pure Solv solvent purification system. Deuterated solvents were purchased from Cambridge Isotope Laboratories and used as received without further purification. Other chemicals including all the 3-formylchromones, amines, isocyanoacetates, metal salts and phosphine ligands were purchased from commercial suppliers and used as received without further purification. Imine 6 was prepared by condensing 3-formylchromone 1a with p-anisidine 2a using catalytic amount of p-toluenesulfonic acid (TsOH) under azeotropic removal of water. 
Methyl (E)-4-(5-ethyl-2-hydroxybenzoyl)-1-(((4-methoxyphenyl)imino)methyl)-1
H-pyrrole-2-carboxylate (5c)
The crude reaction mixture was purified by flash column chromatography (hexanes/EtOAc 5:1 
Methyl (E)-4-(2-hydroxy-5-isopropylbenzoyl)-1-(((4-methoxyphenyl)imino)methy l)-1H-pyrrole-2-carboxylate (5d)
The crude reaction mixture was purified by flash column chromatography 
Methyl (E)-4-(4-chloro-2-hydroxybenzoyl)-1-(((4-methoxyphenyl)imino)methyl)-
1H-pyrrole-2-carboxylate (5g)
The crude reaction mixture was purified by flash column chromatography (hexanes/EtOAc 5:1). Yellow wax, 60% yield. 
Methyl (E)-1-(((4-(dimethylamino)phenyl)imino)methyl)-4-(2-hydroxybenzoyl)-1
H-pyrrole-2-carboxylate (5k)
The crude reaction mixture was purified by flash column chromatography (hexanes/EtOAc 5:1). Brown wax, 69% yield. 
Methyl (E)-4-(2-hydroxybenzoyl)-1-(((4-morpholinophenyl)imino)methyl)-1H-py rrole-2-carboxylate (5l)
The crude reaction mixture was purified by flash column chromatography (hexanes/EtOAc 1:1). Yellow wax, 65% yield. 
Methyl (E)-1-((cyclopropylimino)methyl)-4-(2-hydroxybenzoyl)-1H-pyrrole-2-ca rboxylate (5p)
The crude reaction mixture was purified by flash column chromatography (hexanes/EtOAc 10:1 
Ethyl (E)-4-(2-hydroxybenzoyl)-1-(((4-methoxyphenyl)imino)methyl)-1H-pyrrole -2-carboxylate (5q)
Isopropyl (E)-4-(2-hydroxybenzoyl)-1-(((4-methoxyphenyl)imino)methyl)-1H-pyr role-2-carboxylate (5r)
The crude reaction mixture was purified by flash column chromatography S13 (hexanes/ 
V. X-ray crystallographic analysis of 5a
The conformation of 5a was determined by X-ray crystallographic analysis of a single crystal of 5a ( Figure S1 ). The crystal was prepared from the solution of 5a in hexanes/ethyl acetate at 0 o C. Figure S1 . X-ray structure of 5a Goodness-of-fit on F 
S18
VIII. NMR spectra of the products
IX. DFT calculations
DFT calculations were performed with the Gaussian 09 programs. 3 All equilibrium structures and transition states (Tables S2 and S3) 
